pressure and the residue was purified by column chromatography.
tert-Butyl 2-hexyl-1H-indole-1-carboxylate (1d)
Three steps′ total yield: 11%, 0.33 g, white solid, mp 30-32 °C. 13 C NMR (100 MHz, CDCl 3 ): δ 14. 3, 22.8, 28.4, 29.1, 29.4, 30.4, 32.0, 83.7, 107.1, 115.7, 119.8, 122.7, 123.3, 129.6, 136.8, 142.8, 150.8; IR (KBr) 2956 , 2930 , 2858 , 1732 , 1593 , 1568 , 1455 , 1370 , 1329 , 1251 , 1215 , 1166 , 1118 , 1084 
tert-Butyl 2-(3-phenylpropyl)-1H-indole-1-carboxylate (1e)
Three steps′ total yield: 79%, 2.65 g, white solid, mp 50-52 °C.
1 H NMR (400 MHz, CDCl 3 ): δ 1.67 (s, 9H), 2.03-2.07 (m, 2H), 2.75 (t, J = 7.6 Hz, 2H), 3.05 (t, J = 7.6 Hz, 2H), 6.36 (s, 1H), 7H), 7.45 (d, J = 6.8 Hz, 1H), 8.10 (dd, J = 6.8, 8 .0 Hz, 1H); 13 C NMR (100 MHz, CDCl 3 ): δ 27. 6, 28.4, 29.9, 30.7, 35.7, 83.8, 107.3, 115.7, 119.8, 122.7, 123.4, 126.0, 128.5, 128.6, 129.5, 136.8, 142.1, 142.3, 150.7; IR (KBr) 2977 , 2929 , 1731 , 1593 , 1567 , 1454 , 1369 , 1329 , 1253 , 1214 , 1158 , 1115 , 1087 21.4, 28.4, 83.5, 107.9, 115.3, 119.6, 124.5, 129.7, 132.1, 134.8, 138.0, 150.9; IR (KBr) 2978 , 2928 , 2869 , 1732 , 1593 , 1477 , 1450 , 1370 , 1338 , 1313 , 1259 , 1220 , 1165 , 1135 , 1094 28.3, 55.6, 83.5, 102.4, 107.9, 111.4, 116.2, 130.2, 131.2, 138.6, 150.6, 155.8; IR (KBr) 2978 , 2931 , 2833 , 1729 , 1615 , 1596 , 1480 , 1452 , 1371 , 1324 , 1274 , 1208 , 1165 , 1122 , 1093 , 1038 , 1010 22.7, 28.3, 30.1, 31.0, 84.1, 106.3, 116.7, 119.2, 123.2, 128.1, 130.7, 135.2, 144.0, 150.3; IR (KBr) 2958 , 2932 , 2872 , 1736 , 1588 , 1449 , 1370 , 1333 , 1309 , 1215 , 1197 , 1162 , 1130 , 1085 , 1070 22.8, 24.9, 25.9, 26.5, 26.8, 28.0, 28.4, 29.6, 32.4, 33.8, 37.6, 83.7, 105.0, 115.7, 119.9, 122.6, 123.3, 129.6, 136.9, 148.1, 150.7; IR (KBr) 2978 , 2930 , 2853 , 1732 , 1592 , 1562 , 1455 , 1370 , 1200 , 1115 , 1086 , 1007 27.7, 83.3, 115.0, 120.5, 125.8, 127.6, 127.9, 128.9, 129.6, 132.5, 135.2, 135.8, 140.7, 150.4; IR (KBr) 2979 , 2931 , 1730 , 1607 , 1584 , 1470 , 1337 , 1226 , 1163 , 1042 , 1019 found: 307.1565.
The Typical Procedure for Oxidation-hydroxylation of N-Boc Indoles

S6
A mixture of N-Boc indole 1 (0.25mmol), TsOH·H 2 O (9.5 mg, 0.05 mmol, 20 mol%) and PdCl 2 (2.2 mg, 0.0125 mmol, 5.0 mol%) in CH 3 CN (3 mL) was added into a Schlenk flask (25 mL) and stirred at room temperature. Followed by addition of H 2 O 2 (340 μL, 3.0 mmol, 12.0 equiv) and the mixture was stirred at 40 °C until the reaction was finished. Then the solvent was evaporated under reduced pressure and the residue was purified by column chromatography. 28.4, 87.9, 116.4, 123.5, 125.0, 137.9, 150.9, 196.3; IR (KBr) 3445, 2979 , 2934 , 1712 , 1607 , 1590 , 1470 , 1370 , 1352 , 1255 , 1159 , 1066 22.6, 23.4, 28.6, 29.1, 29.9, 31.5, 37.2, 83.9, 90.4, 116.5, 122.0, 123.6, 124.8, 138.0, 196.9; S7 IR (neat) 3449, 2958, 2930, 1713, 1608, 1468, 1370, 1308, 1252, 1158, 1078, 756 28.3, 35.5, 36.6, 83.7, 90.0, 116.4, 123.5, 124.6, 126.0, 128.39, 128.40, 137.9, 141.3, 196.6; IR (neat) 3444, 3062, 3026, 2977 IR (neat) 3444, 3062, 3026, , 2931 IR (neat) 3444, 3062, 3026, , 1712 IR (neat) 3444, 3062, 3026, , 1607 IR (neat) 3444, 3062, 3026, , 1467 IR (neat) 3444, 3062, 3026, , 1369 IR (neat) 3444, 3062, 3026, , 1317 IR (neat) 3444, 3062, 3026, , 1253 IR (neat) 3444, 3062, 3026, , 1162 IR (neat) 3444, 3062, 3026, , 1114 20.6, 28.4, 116.2, 124.6, 133.3, 139.0, 196.4; IR (neat) 3449, 2979 IR (neat) 3449, , 2933 IR (neat) 3449, , 1712 IR (neat) 3449, , 1622 IR (neat) 3449, , 1586 IR (neat) 3449, , 1492 IR (neat) 3449, , 1371 IR (neat) 3449, , 1354 IR (neat) 3449, , 1255 IR (neat) 3449, , 1159 IR (neat) 3449, , 1068 25.9, 26.1, 26.4, 27.6, 28.5, 45.1, 83.9, 92.6, 116.2, 122.7, 123.4, 124.2, 137.5, 151.2, 151.5, 196.6; IR (neat) 3451, 2931 IR (neat) 3451, , 2853 IR (neat) 3451, , 1731 IR (neat) 3451, , 1708 IR (neat) 3451, , 1611 IR (neat) 3451, , 1591 IR (neat) 3451, , 1469 IR (neat) 3451, , 1369 IR (neat) 3451, , 1347 IR (neat) 3451, , 1307 IR (neat) 3451, , 1189 IR (neat) 3451, , 1156 IR (neat) 3451, , 1104 IR (neat) 3451, , 1004 
tert-Butyl
The Typical Procedure for Oxidation-methoxylation of N-Boc Indoles
S9
A mixture of N-Boc indole 1 (0.25mmol) and PdCl 2 (2.2 mg, 0.0125 mmol, 5.0 mol%) in CH 3 CN/MeOH (5:1, 3 mL) was added into a Schlenk flask (25 mL) and stirred at room temperature. Followed by addition of H 2 O 2 (340 μL, 3.0 mmol, 12.0 equiv) and the mixture was stirred at 40 °C until the reaction was finished. Then the solvent was evaporated under reduced pressure and the residue was purified by column chromatography. 6, 28.3, 51.7, 82.5, 92.7, 116.7, 121.3, 123.1, 124.0, 138.1, 150.8, 152.8, 198.7; IR (KBr) 3124, 3048, 2980 , 2932 , 1708 , 1604 , 1586 , 1466 , 1307 , 1258 , 1170 , 1054 22.6, 22.7, 28.5, 29.2, 31.5, 35.4, 51.6, 82.6, 95.5, 116.7, S10 122.5, 123.2, 123.7, 138.2, 151.1, 153.9, 199.4; IR (neat) 2957 IR (neat) , 2931 IR (neat) , 2859 IR (neat) , 1713 IR (neat) , 1607 IR (neat) , 1466 IR (neat) , 1368 IR (neat) , 1306 IR (neat) , 1252 IR (neat) , 1161 IR (neat) , 1116 IR (neat) , 1099 IR (neat) , 1079 9, 28.3, 35.2, 35.9, 51.6, 82.6, 95.2, 116.8, 122.4, 123.3, 123.8, 126.1, 128.5, 128.7, 138.3, 141.6, 151.0, 153.9, 199.3; IR (neat) 3026, 2977 IR (neat) 3026, , 2932 IR (neat) 3026, , 1731 IR (neat) 3026, , 1712 IR (neat) 3026, , 1606 IR (neat) 3026, , 1465 IR (neat) 3026, , 1375 IR (neat) 3026, , 1306 IR (neat) 3026, , 1253 IR (neat) 3026, , 1163 IR (neat) 3026, , 1114 IR (neat) 3026, , 1079 : δ 20.7, 21.7, 28.5, 51.7, 82.5, 93.0, 116.7, 121.5, 123.7, 133.1, 139.3, 150.9, 151.0, 198.8; IR (KBr) 2956 , 2929 , 1723 , 1708 , 1620 , 1583 , 1489 , 1371 , 1360 , 1286 , 1270 , 1154 , 1076 , 1052 28.5, 51.8, 55.9, 62.3, 82.4, 93.2, 104.7, 118.2, 122.0, 126.5, 127.3, 147.8, 155.9, 198.9; IR (KBr) 2980 , 2936 , 1721 , 1705 , 1622 , 1587 , 1490 , 1455 , 1370 , 1332 , 1273 , 1164 , 1076 , 1055 0, 51.8, 82.4, 94.7, 116.5, 121.5, 123.6, 124.8, 125.1, 128.5, 137.1, 138.3, 151.0, 154.2, 196.8; IR (neat) 2978 IR (neat) , 2933 IR (neat) , 1736 IR (neat) , 1713 IR (neat) , 1606 IR (neat) , 1465 IR (neat) , 1359 IR (neat) , 1253 IR (neat) , 1199 IR (neat) , 1158 IR (neat) , 1066 IR (neat) , 1031 : δ 20.8, 28.0, 51.7, 82.2, 94.9, 116.3, 121.5, 124.4, 125.1, 128.5, 133.5, 137.2, 139.4, 151.1, 152.3, 196.8; IR (KBr) 2978 , 2932 , 1732 , 1713 , 1620 , 1586 , 1491 , 1358 , 1254 , 1155 , 1119 , 1069 5, 55.7, 56.5, 83.1, 87.1, 116.7, 122.3, 123.0, 123.5, 124.5, 137.2, 138.0, 151.3, 195.9, 196.1; IR (neat) 2978 IR (neat) , 2932 IR (neat) , 1716 IR (neat) , 1608 IR (neat) , 1469 IR (neat) , 1376 IR (neat) , 1287 IR (neat) , 1164 IR (neat) , 1093 IR (neat) , 1059 8, 28.5, 55.9, 56.3, 82.9, 87.3, 116.5, 122.4, 124.2, 132.8, 133.3, 138.3, 139.0, 151.3, 196.0, 196.1; IR (neat) 3062, 3028, 2978 IR (neat) 3062, 3028, , 2932 IR (neat) 3062, 3028, , 1716 IR (neat) 3062, 3028, , 1621 IR (neat) 3062, 3028, , 1587 IR (neat) 3062, 3028, , 1493 IR (neat) 3062, 3028, , 1371 IR (neat) 3062, 3028, , 1283 IR (neat) 3062, 3028, , 1256 IR (neat) 3062, 3028, , 1152 IR (neat) 3062, 3028, , 1097 IR (neat) 3062, 3028, , 1062 ; HRMS Calcd for C 15 H 19 NO 4 : 300.1212 [M+Na] + ; found: 300.1201.
tert-Butyl
